Pentaphosphaferrocene-based supramolecules
. Spatial arrangement of Cp* (gray, d-f) and X functional groups (green, h-j) and their combination in superspheres (a) 2, (b) 3 and (c) 4.
Superspheres as potential synthons. Specific interactions and their geometric requirements.
Table S1. Some angles between the functional groups in 2-5 τ Cp-Cp ,° τ X-X , ° τ X-Cp , ° 2 63, 116, 180 41, 70, 109, 139, 180 38, 79, 100, 143, 3 57, 105, 123, 180 38, 63, 75, 96, 113, 127, 160 33, 61, 72, 94, 108, 146, 156 4 46, 87, 93, 134, 180 30, 51, 129, 150, 180 26, 57, 74, 107, 122, 153 5 52, 57, 75, 77, 80, 98, 107, 123 37, 60, 75, 87, 93, 98, 118, 136, 158 32, 56, 84, 88, 93, 106, 112, 122, 133, 147 a) The angle (τ Cp-Cp ) between the rays 1. and 2. (cf Fig. 2) ; b) the angle (τ X-X ) between the rays 3. and 4.; c) the angle (τ X-Cp ) between the rays 2. and 3. The distribution shows that the geometry of the synthons represented as d 1 vs. φ 1 (for σ-π synthon) or d 2 vs. φ 1 (for π-π synthon) vary in more narrow range for the σ-π synthon.
The more detailed information on the synthons in 2-5 and its geometry. In addition, the clickable Reference Codes in CSD are listed to ease access to the structural data. In the column D…A the type and the number of synthons per each crystallographically unique supramolecule are listed. For 3e the characteristics of the double σπ synthons are listed in brackets. Table S2 . The structures of 1a-and 1b-based supramolecules. Fig.S8 The realization of the π-π synthons in the 1a-derived 90-vertex supramolecules (a) 3i to give a trigonal layer (The π-π synthons are highlighted in orange) and (b) in 3g to give a band based on the 3-connected (orange) and 2-connected (red) supramolecules. To denote a packing, well-known traditional notations are used alongside with symbols of 3D-nets. In these notations, common packings as face-centered cubic (f.c.c.) are also known as fcu net, hexagonal close packing (h.c.p.) as hcp, body-centered cubic as bcu-x type. Fig. S10 Idealized nets corresponding to the supramolecular assemblies observed in the structures of supramolecules (cf Table 3 ).
The correlation is found between the presence of terminal X atom in the skeleton of the polymeric structure and the presence of the σ-π synthon. The π-π synthon was not found with an exception of the irreproducible interactions with the solvent molecules possessing an aromatic system. 
